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(51)IntCl. 6 
C07C 
B 0 1 J 

C 0 7 C 



(57) imm 




(2) 
1 

[«PfFBB*^ttia] 
I o o o 1 ] 

[0 0 0 2] 

SR-ft;-*- h y ^^Sfctt^/uy^^^^iTSrffl^TT^ 

/I'tRjfcS^SWilliamsontf^figifc [A. W. Williamso 
n, J. Am. Chem. Soc. , _4, 229(1852), H. 0. Kalinows 
ki et al. , Chem. Ber. , 114, 477(1981)] , *3«tt/, 
ffiW»!W«!jK&fflV^Freedmane>(7?^fi!cffi [H. H. Free 
dman et al. , TetrahedronLett. , 38, 3251(1975)] , 
gEV^iSoula (D&f&fe [G. Soula, J. Org. Chem. , 50, 20 
3717(1985) ] teif&tobtiX^&e 
[0 0 0 3] 

mmmmLJ: 5 t-tsm tt*<z>^— T^t** 

ftfco>BiBtt\ KJCttofi^-i»ryu=i— /^ifSrlHW 30 
[0 0 0 4] 

[0 0 0 5] «BH»»*fe«C*3 i V 

3l»*tR07ki»ltT/^ y ^TI-T/t/a-^t^oy 40 

[0 0 0 6] *38M^Sa3g^fttt, fctx.(Jl!fc^J:5iw 

u la^L^^fe^^TK^b^y ^Afcs^KbjcK 
ft-?- h y ^^«(7>7K»ibT^^ y *an;t*as£>Ri£$ 




^S¥6- 10 0 4 8 7 

2 

[0 0 0 7] *«M^ffl^53|s&5Rtfc<?5*»fbT/^ V 

»<kr^* y * LTtt*it-ft* y * h 
y d^kk , WKfl 1 * y £^ 

[0008] ffin»ibMjK2: tt «u a«co*r«^ft 

^■/UT^^^9^iS*fi*»ia, 18-^ 5 6, 
y^-18-^^^^-6, hy^[2-(2-^ h^v^m 

^ri-^LTO. 0 5 3fl:£U:l 0SftHW»4U\ 
[0 0 0 9] **W<o«ifi^«fe-ett»«Srffl^5^i:dS 

[0 0 10] *3BW^«ifi^i6fei2:*3V^T. EJSttSiaf+ 
^jSct, o°c^^ i o 0 o cSiSr*R^$-ti:6r t 
[ooii] ^mm<Dm^^x-m^^hn^r/u^—/u 

iftSfc««Sft»AUfc^y*y ^RV^^-^/Wk 

[0 0 12] APy^fcTM^t Ltii, jK^Sfc2 o 



(3) 



6-100487 



[0013] 
[0014] 

[0 0 15] C3Hffi0iJl) ir y >-6 

8 0mg(2. 5 0mmolh f ^7^7^^^/^ ; 
Kl 8 Omg(0.5 0 8 mmol) IF 8 5%©*^*^^ 
y 5^8 3 Omg(l 2. 6mmo 1 ) <£> T b =• b V )V\ 2 . 5ml 
ffi5»Jil£t;i 9 h ]}jVQ m 6 8 ml (5. 5 

3 5 3mmol)«rJRTU MTtWl^ 2 0 B#Pfl 



1, ^/W2-(4-^7 / /W ^ y ir U y 6 9 2m 

— h<^>^r5*^v'7 K I R^-V — h(30&»:*3«tt/vy 

'H-NMR (CDC1 3 ) 6 : 1. 5 3 - 2. 5 0 (6H, 
m) 

3. 4 0 -3. 7 5 (7H, m) 
10 4. 4 7 (4 H, s ) 
7. 2 0 ( 1 0 H, s ) 

I R (KB r ) cm" 1 : 2 8 7 0, 1450, 1370, 
110 0 

v-y %*fA>WM#w R f : 0. 5 6 (^^r 

-^V : ftSrc^vl^ 1:1) 
[0016] C^ttM 2 - 6 ] 1 

/c 0 m 1 h y ;is<Dffl<DBrte-7x2*/<i'V =. b 

y/K CUWnD^i/o^n;;i/S:*U 3£^te^fi£r 
20 7^i~ 0 XS&f^TDA-l f3tris[2-(2-methoxyethoxy)ethyl] 
amine £r7j^-^ 0 
[0 0 17] 







SIS 




mm 


mm 


mm 


4X3* 
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t&*K0H:5 


Bu 4 NBr:0.2 
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mm 
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Br:2.2 




TDA-1:0.2 


CHsCN 
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7 9 
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3»*KOH:5 


Bu 4 NHS0 4 :0.2 


CHsCN 




2 0 


8 1 
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Br:1.0 


»*K0H:5 


Bu 4 NHS0 4 :0.2 


CH3CN 




2 0 


4 1 


5 


Cl:3.0 


f&*K0H:5 


Bu 4 NBr:0.5 


CHsCN 




2 0 


9 3 


6 


Cl:2.9 


*»*NaOH:9 


Bu 4 NBr:0.2 


CHsCN 


5 5 


2 0 


64 



[0 0 18] CJt«E0iJl] fh7^7^^^ 

lS*S:*2^7Si- 0 
[0 0 19] OfciR0iJ2] 1,3-^y^ytyy 

1 .36 g (4.9 9mmol)<£>X h5t KP75y (THF i: B§- 
«0 2 OmlSSflJcfd- 7 8°C-ei. 2 7M^n-^yf? 40 
A/^df^^}|j£4. 10ml<5.2 1mmol)S:iBTU 1 5 
#fffllft#LjfcSL 9 h yvUO.64 

ml(5.2 1iraiK)l)S:ffl[TL3to MS^atfeg, N, N- 
'^fWM7^; KSmlSrJn*., anSftiSflK Lifco 48 

l, v ? /W2-(4-v'7 y 7>/l^) / y ir y y 4 0 0m 

gSr^fc (IIX* 2 3 %) o 
[0 0 2 0] [JfciBHy'13] 1,3-^ViM^y-fcy 50 



1.36 g (4.99mmol)^THF 3 0 ml^3£(-^U"C 6 0 
%ffitfe*C*ffc^ hy 9^2 2 0mg(5.5 0tnmol)^nx., 
3 O^reSM^Lfc^, 9 0%5-7P^yp^h!)/V 
0.6 8ml(5.5 0mmol)S:}RTL/!io v^<V:/-18- 
^7^> is -6 (crown-6 1 ti&ffi) 1 8 0 mg ( 0 . 5 0 mmol) SrJn 

(4- *st j rf^-^) jry-ty^i 3 i mg ok^ 7 . 

4%) Sr»fc 0 

[0021] [itge^j4] 1,3-^^^^y -tr y 

1.36 g (4. 9 9 mmol) *r F^^y^-^/P 5 
K3 2 2mg(l .00mmol)(7^THF 3 0mlj$SS 3 0 ml^S£ 
(^«5 o%*K^ h y r >-A7k^ffi4ml^inX-, 96 
^14)55 5), 9 h y/l^ 0.5 8 ml 

(5.5 0mmol)*}iSTL?to Mt*2 0 OSraffiW 2 Lfcfife, 



(4) 



«MJB¥6 - 1 0 0 4 8 7 



Wfc OK* 1 4 %) 0 JfctfcfliJ 1 - 4 <£>3£jJI2r3t 2 Klfc 9 * 2 ] 

3*2 jfcKM 



Br:2.2 »*K0H:5 

Br:l.l BuLi:l 

Br:l.l NaH:l 

Br: LI NaOHrlO 



crown-6:0.1 
Bu 4 NBr:0.2 



CHsCN 
THF-DMF 
THF-DMF 
THF-B2O 



mm 
mm 
7 0 



2 0 

4 8 

3 
7 



5 2 
2 3 
7 

1 4 
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[0 0 2 3] (IllfctfiJ 7 ) y V 6 

3 Omg( 2. 3 1 mmol) „ crown-6 ^17 Omg( 0.47 2mmo 
1)*5J:I>\ l,5-^^n^-^>'^>'2.6 8 g (1 1.7mmol) 
<DT ± b ~ b y /I- 2 0 mlffifJKJc: 8 5 %^*t^*^{t^ V 
^A8 0 0mg(12. lmmoDSrJPA., MfiTTfflfcfli Lfc c 

3.5B#raa. **««:«»ju Lfc«, v- y 

feSKtfcroi, 3-v^ v vvw-2-(5-:/n ^e^^^/i^) ^ y -tr 

y V 8 8 9 m g fir#fe OR* 9 1 %) 0 R{fc-£#l<£> 'H 

j;ovy n vjvnm $ * ^ b?=7y * -<D&mm & 

'H-NMR (CDC1 3 ) 6 : 1. 2 0 -2. 1 7 (6 H, 
m) 

3. 2 0-3. 7 7 (9H, m) 

4. 5 0 (4H, s ) 
7. 2 4 ( 1 OH, s ) 

I R (KB r) cm"' : 2 9 4 0, 2 8 6 0, 1 4 5 0, 
110 0 

v-y $)>fj\'fflm9 biT^y-t — R f : 0. 4 7 (-^* 
f-V : gflSfc3c?vU = 4 : : 1) 
[0 0 2 4] [3IJfc0ij8] 1,3-^^i^/^y ir y >- 1 
1.5g (4 2.2mmolh X h^^^T^-^A^n ^ 
K6. 8 1 g (2 1 . lmmoDfc «fct^ 1, 

6 1.8g (2 0 6mmol)07-fe MJ/H 0 0 mlfi£Sfc{£ 
8 5 %&>5fctKyk$HL# y^Al3.6g(206 mmol) 

iBfKSriBffiLfcm, '>J*W7A^7 h ^7:7^ 3*540 



30 



-7* n ^) / y t y y 1 7 . 8 g 5r#^i (l&^8 6 
%) 0 'H-NMRtSi^IRMi-J:!!), 8Sfl5ffr£*fe 
tfc^r^MLfco flft^tt^'H-NMRft- 
h^^^/^>7 K I R^-Y — h <D$&$fc$o <£ XFis y # 

'H-NMR (CDC1 5 ) 6 : 1. 0 7-2. 1 3 (16 
H, m) 

3. 2 3 -3. 8 3 (9H, m) 

4. 5 1 (4 H, s) 

7. 2 6 (1 OH, s) 

I R (K B r ) cm" 1 : 2 9 3 0, 2850, 1450, 
110 0 

^!)^^Sl^vh/77^-Rf : 0. 6 1 (— 3r 
•fyis : ffim^?Sl<>=4 : : 1 ) 
[0 0 2 5] [H#S0j| 9) 1, S-Sx^^^y^- (10-^o 
/ytyy8.00g(16. 3mmol) , f 
^-/l/T^^e^-^^^n ^ K2.63 g (8. 16 mmol) ^5 J: 
i, lO-"f^l^i^^—/Ul 4. 2g (8 1 . 5mmol) <DN, N- 
Tvl^/U^T 5 K 7 5ml^ffi(C 8 5 %3|»*«*Kfk 
#y ^^5.38 g(8 1 ,5mmol)^nx., ^?a.T-?fl!H$L 

V\ *<tfe«^TiE5*:T?*Six5ft^»6. 3 6g£ 
(JRSP6 7%) 0 
[0 0 2 6] 



<C^CH 2 



O-CH2 



<§>-CH 2 -0-CH 2 



CH-O-(CH 2 ), 0 -O-(CH 2 ) J0 -OH 



[0 0 2 7] tMit&mcO 'H-NMRft- h<7)^ ^ 13 
;W7 K l R^-y— b<D$im& J:UVy Xtf/isMffi? 

'H-NMR (CDCU 6:1.0 0-1.9 0 (3 2 



50 



H, m) 

2. 2 3 -2. 5 7 (1 H, b r ) 

3. 1 3 -3. 8 0 (13 H, m) 

4. 5 2 (4 H, s ) 



(5) 



1^6-100487 



7. 2 5 (1 0 H, s) 

IR (KBr) cm 1 : 3 4 5 0, 2930, 2850, 
1 450, 1100 

is V ft >?M%Wl h??? y( — R i : 0. 1 9 (^3r 

1>->- : gt^3c^vU=4 : : 1 ) 

[0028] mmm 1 o ) mmm 9 -embti-ftik&yo 

1 8. lg (3 0.9mmolK hJ^frTls^r-V J*m8t 
7K§M 5 . 2 5 g (1 5. 5mmol)*3 £U\ 1, lO-v^'n^e^ * 



<@^CH 2 -0-CH 2 



*#>-46.4g(15 SmmoD^Ti? h V /U 1 5 OmlM 
WilZ 8 5 %m^^y^mtft U^10.2g(155 mmol) 

[0 0 2 9] 
lit 2] 



<§>"CH 2 -0-CH 2 



I 

CH-0-(CH2)io-0-(CH 2 ) 10 -0-(CH 2 ) 10 -Br 



[0 0 3 0] %%\\L^^<D 'H-NMRft- Y<D^%ft 

'H-NMR (CDC1J 6 : 1. 0 7 -2. 2 0 (4 8 
H, m) 

3. 1 7 -3. 7 3 (1 7 H, m) 20 

4. 5 0 (4H, s ) 

7. 2 3 ( 1 0 H, s ) 

I R (KBr) cm -1 : 2 9 3 0, 2850, 1470, 
1450, 1 1 20 

is!) fttf/^WM? Vy=7-7 4 — R f : 0. 3 6 (^3r 
: S^St=r.^/U— 10:1) " 
[0 0 3 1 ] l^MMl 1] 9 5%5-/p^1/d^ h 
])/U5. 10 g (2 9.2mmolK fh^W^^^ 
Kl.93g (5.9 9mmol)£5j;t^ 1 , 6-^ * >- v> 
t-yV^r 1 7.7g(l 5 Ommol)<?)N, N-i^^/l^/l^T 30 
S K 3 0 mmm^ 8 5 %©5tc^*^L^ V V J* 1 0 . 0 g 
(1 5 lmmol)&Jn*, S?fiTT*«#Lfc 0 4.50$^. 
?F*4fe*:«B'JU «»«:»« Lfctft. ^y*W5A 

BSS:t?^$tbSft^3. 14 giifc (IR*5 3%) 



[0 0 3 2] 
[ft 3] 

HO-(CH 2 )*-0-(CH 2 ) 4 -CN 

[0 0 3 3] t%ik&%Q(D 'H-NMRft- 



'H-NMR (CDClj) 6 : 1. 0 7-1. 9 7 (1 3 
H, m) 

2. 1 0 -2. 6 5 (2 H, m) 

3. 1 7 -3. 8 3 (6 H, m) 

I R (KBr) cm" 1 : 3 4 3 0, 2940, 2860, 
112 0, 

v-y XVA'WBM? w Wyy-i— R f : 0. 4 0 (^ a 
a ^yL-A : ^ ^ J ~?V= 2 5:1) 
[0 0 3 4] 



(51) Int. CI. 6 «S'JK# flrrt»ffl## F I a«**ffl0f 

C 0 7 C 255/13 9357-4H 
// C 0 7 B 61/00 3 0 0 



